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All reagents were used as received. All solvents were used as received. The reactions were carried out under atmosphere condition. The NMR spectra were obtained at 25 °C with 400, 500 MHz spectrometers ( 1 H and 13 C NMR spectra for the same compound were obtained with different spectrometers and different solvents in some cases). Chemical shifts are given in ppm relative to TMS or CDCl3 (for 13 C NMR) or CDCl 2 CDCl 2 (for 13 C NMR).
ESI-FT-ICR-HRMS spectra were recorded in positive mode. Chromatographic purifications were carried out with silica gel of mesh 200-300.
Note: common impurities such as residue solvent toluene and grease from silica gel are sometimes impossible to be removed from the fullerene derivatives by routine flash column chromatography. Further purification by a diffusion-precipitation procedure was usually required to obtain pure samples. The diffusion-precipitation solvents are CS 2 /hexane or CHCl 3 /hexane.
Preparation of Compound 1
A solution of C 60 (72 mg, 0.1 mmol) in 5 mL of oDCB (orthodichlorobenzene) was stirred at 35 °C. Then DCC (dicyclohexylcarbodiimide) (824 mg, 4 mmol) and 4-methylpiperidine (MePi) (0.24 mL, 2 mmol) were added into the solution. 
Preparation of Compounds 3a, 3b
A solution of compound 1 (36.6 mg, 0.028 mmol) in 10 mL of toluene was stirred at 60 °C. Then ethanethiol (0.04 mL, 0.54 mmol) was added into the solution. The resulting mixture was stirred at 60 °C for 5 h. The solution was directly chromatographed on a silica gel column eluting with toluene to give the orange band as compound 3a (22.8 mg, 0.022 mmol, 80%). 
